Table SI-3:
The goodness-of-fit data for the linear fit used in figure XXX (see manuscript text). SSE is the sum of squares due to error, DFE is the error degrees of freedom and RMSE is the root mean squared error.
Plot of the N-Iso versus NTB -N Transition Temperatures of Heptamethylene Dimers
Figure SI-1: Plot of the nematic to isotropic transition temperature (°C) versus the twist-bend nematic to nematic transition temperature (°C) for heptamethylene linked "two-ring" dimers from the literature, with data for CB7CB taken from [5] . Blue circles (denoted with an asterisk)
correspond to values obtained by extrapolation from binary mixtures as described in and were not used in fitting due to the presumed errors associated with such extrapolation. [6] . The goodness-of-fit data for the linear fit used in figure SI-1. SSE is the sum of squares due to error, DFE is the error degrees of freedom and RMSE is the root mean squared error. Note, extrapolated data was not used during linear fitting.
General Procedure for the Esterification of Compound i1 with Benzoic Acids
A solution of compound i1 (50 mg, 0.114 mmol), benzoic acid (0.15 mmol), EDAC (28.7 mg, 0.15 mmol), DMAP
(1 mg) and anhydrous DCM (2 ml) in an oven dried micro reaction vial (Supelco) fitted with a mininert valve was stirred under an atmosphere of dry nitrogen gas until complete consumption of i1 as evidenced by TLC (i1 RfDCM = 0.1) and the emergence of a new spot corresponding to the product (RfDCM = 0.4 -0.65). The crude material was purified by dry vacuum flash chromatography with DCM as the eluent. The chromatographed material was concentrated, redisolved in DCM and filtered to remove insoluble matter. Recrystalisation of the chromatographed material from ethanol/THF afforded compounds 7-16 in 65-80 % yields.
2-Butylselenophene-5-carboxylic acid
Selenophene (100 mg, 0.76 mmol) was dissolved into anhydrous THF (3 ml) and placed into an oven dried 5 ml reaction vial and the solution cooled to -15°C under an atmosphere of dry nitrogen. N-Butyl lithium (2.5 M in hexanes, 0.4 ml, 1 mmol) was added dropwise, prompting a colour change from pale yellow to orange. Stirring was continued for 15 minutes and the reaction allowed to warm to 0 °C, at which point butyl iodide was added (184 mg, 113 μl 1 mmol). While stirring at 0 °C for 1 hour, the solution changed colour from orange to pale yellow. The reaction was again cooled to -15 °C and n-butyl lithium (2.5 M in hexanes, 0.5 ml, 1.25 mmol) was added, prompting a colour change to orange. After stirring for 15 minutes, carbon dioxide gas, generated by the action of 2M aqueous hydrochloric acid on calcium carbonate and dried by passage through neat sulphuric acid, was bubbled into the reaction mixture for 15 minutes. The reaction was warmed to 0 °C, stirred for 1 h and then quenched with 2M HCl. The organic layer was separated and retained; the aqueous washed with diethyl ether (3 x 3 ml) and discarded. The combined organic layer was washed with water (1 x 3 ml), brine (1 x 5 ml), dried over MgSO4 and concentrated in vacuo to yield a viscous brown oil that slowly crystallised. This oil was purified by column chromatography over silica gel with a gradient of hexanes/ethyl acetate (Rf = 0.1 in 3:1 EtOAc/hexane).
The chromatographed material was recrystalised from hexane affording the title compound as a yellow solid. 
4-(9-(4-((4-cyanobenzoyl)oxy)phenyl)nonyl)phenyl 4-cyano-3-fluorobenzoate

4-(9-(4-((4-cyanobenzoyl)oxy)phenyl)nonyl)phenyl 3-fluoro-4-nitrobenzoate
